General experimental Methods
All reagents were purchased from commercial sources and used without further purification, unless otherwise indicated. Acetone was distilled before use. 3-Chlorobenzaldehyde (3) was distilled before use (if its purity is less than 97%). Organocatalysts 1a, 1b, 2 were synthesized in analogy to literatureknown procedures. were in accordance with the corresponding literature-known data.
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Experimental procedures a) Characterization of polymer-supported organocatalyst
The synthesis of 2 was carried out in analogy to a literature-known protocol. 4 The catalyst loading was calculated from CHN-analysis (%): N, 1.81; C, 79.79; H, 7.15 (catalyst loading: 0.65 mmol/g).
Microscopic picture of the used poylmeric beads:
b) Characterization of a by-product in the proline amide-catalyzed aldol reaction
The preparation of a reference compound for characterization of bis-aldol product 6 as a detected by-product is given herein:
A mixture of 3-chlorobenzaldehyde (3, 6 mmol, 680 μL), organocatalyst 1a (0.06 mmol, 24 mg, corresponding to a catalytic amount of 1 mol%) and acetone (6 mmol, 440 μL) in distilled water (4 mL) was stirred for 24 h. The reaction mixture was extracted with dichloromethane (3 x 5 mL) and after the organic layers were combined, the solvent was removed by evaporation. The remaining yellow-coloured oil was purified by column chromatography over silica gel using cyclohexane:ethyl acetate (5:1, v/v) as an eluent, furnishing the product 6 in pure form.
Yield 10%, colorless solid; mp 53 °C; R f = 0. 
